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Crystallographic Tables   Table S1 . Crystal data for 1. (n-C 4 H 9 ) 4 N]PF 6 /CH 3 CN electrolyte over the scan rates of (a) 10-100 mV s 1 , (b) 100-500 mV/s and in [(n-C 4 H 9 ) 4 N]PF 6 /CH 2 Cl 2 electrolyte over the scan rates of (c) 10-100 mV s 1 and (d) 100-1000 mV s 1 .
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Figure S9. Solid state electrochemistry of 2 in [(n-C 4 H 9 ) 4 N]PF 6 /CH 3 CN electrolyte over the scan rates of (a) 10-100 mV/s, (b) 100-1000 mV s 1 and in [(n-C 4 H 9 ) 4 N]PF 6 /CH 2 Cl 2 electrolyte over the scan rates of (c) 10-100 mV/s and (d) 100-1000 mV s 1 .
Figure S10. (a) Solution and solid state UV/Vis/NIR spectrum of the H 3 TTPA ligand over the range 5000-35000 cm -1 and (b) UV/Vis/NIR spectra in the solid state of the H 3 TTPA ligand, 1 and 2 from 5000-40000 cm -1 .
Figure S11. Solid state UV/Vis/NIR spectra of (a) 1 and (b) 2 and the spectra obtained by oxidation using bromine.
Figure S12. In situ solid state spectroelectrochemical experiment on 2 in [(n-C 4 H 9 ) 4 N]PF 6 /CH 3 CN over the scan range of 5000-25000 cm -1 where a) the potential was increased from 0-1.75 V, b) the potential was held at 2.0 V and c) photos of the framework during the experiment. Figure S13 . PXRD of (a) 1 and (b) 2 upon infiltration with nitrobenzene, maleic anhydride and benzoquinone electron acceptor guests.
a) b) a) b)
Figure S14. Vis/NIR spectra of 1 and upon infiltration with nitrobenzene, maleic anhydride and benzoquinone electron acceptor guests. Figure S15 . EPR spectra (X-band) of (a) 1 and (b) 2 during the spectroelectrochemical experiment in [(n-C 4 H 9 ) 4 N]PF 6 /CH 2 Cl 2 showing the EPR signal of the radical cation and c) of the Mn 2+ signal of 1 against the experimentally obtained spectrum at 1.8 V. Parameters for the simulated spectrum are shown in Table  S3 . Figure S17. EPR spectra of 2 during the spectroelectrochemical experiment in [(n-C 4 H 9 ) 4 N]PF 6 /CH 2 Cl 2 where a) over the full spectral range the potential was increased from 0 to 1.9 V and b) radical cation. Figure S18 . Simulated vs. experimental EPR spectra of 2 during the spectroelectrochemical experiment in [(n-C 4 H 9 ) 4 N]PF 6 /CH 2 Cl 2 b) at 1.9 V over the full spectral strange and d) close up spectrum of the radical. Parameters for the simulated spectrum are shown in Table S3 . 2-Orbitals : ɛi : α + 2.79β α + 2.79β α + 2.79β α + 2.69β α + 2.09β α + 2.09β α + 1.91β α + 1.48β α + 1.48β α + 1.34β α + 1.25β α + 1.25β α + 1.06β α + 1.00β α + 1.00β α + 1.00β α + 0.73β α + 0.73β 2  2  2  2  2  2  2  2  2  2  2  2  2  2  2  2  2  2  1  0  0  0  0  0  0  0  0  0  0  0  0  0  0  0 3-Electronic density matrix : electron densities on and between the atoms (the density non bonded atoms is ill-defined) : 1 N2 2 C 3 C 4 C 5 C 6 C 7 C 8 C 9 N1 10 N2 11 N1 12 N1 
b) a) c)
α + 0.37β α -0.75β α - 0.75β α -0.84β α -0.94β α -0.94β α -1.00β α -1.00β α -1.00β α -1.03β α -1.57β α -1.57β α -1.76β α -2.19β α -2.19β α -2.26β ni :
